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Nossov Inst Fine Cham Tech imsni M, V. Tononosav

"Zlmr Obshoh Ehixdi" Vel 17, 1947, pp 1253-6

nas[Geaso-‘J 950 vas prepared by seturating a soin-
t1oa of Ge02 in HaOH [mole ratio 1:4) with H.Se end
pomricg ke produot into ManCO; the oily mass crywtal-
1ize5 rapldly; washsd witn Me2CO, the crystals are
1light-yellov but turn red vhon either washed with 20
or expcsed to afr. F¢/Gso8e.] (9E:# 1o obtalned in
ths ssrs vay. The two coapounds are optically fvo-
tropie, prolahly rhombio; readily soluble im Ho0 with
8 yellowlsh lar; ac.as rrecipitets arunge GeBeg;

0> hea na a?.ond e - e e PRy
2 DRSS na aP:end = 38 ICTwuiatei, :

Se
Se Ge
L Se )
"Chamistey of Gallimm: II, Mruroxycallates of Alkail
und Alkeliny Eartedetals,” B, X, Ivanov-Emin, Ya, I,
Baborik, Mozcev Juat Fine Ghen Tech imeni M v,
ov

“Zhmx Obehoh Enimti”™ Vol 17, 1947, pp 1061.9

Adition of excoss frashly procipitated Ga(OH)3 to

10 m1 satwrated T10R, boiling, filtration from wmdia-
volved Ga(0H)3 and evaporation to 1.5-2 m} gave srystcls
vhich, atter wmshing with alcohol and short drying,
analyzed Li30.08:04,12E20 ar /T1(Bx0)47 /Ga(0F),7,
kexngoral plates of donaity 0 17-2,18, N, 1.473. The |
onxpoukl Josse H.0 evan a% rrom taporaﬁmo; over
E;80), 1t loeas K05 st 130°, 3 howrs, it dosss 680
BOoye; thoze dshrdratioms ovidently result in [I1(B20),7
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,{é“a(ax)g and T420,-Gen03.2H,0, respectively, Further
heating rosults in the .‘F?:al,’ irraveraible de tion
to 14/Ga0y/; fusing with 11550} at 1,000-1,100° far 20
hours gives rounded orystals, bardly solubls in HxO.

(2) Bolution of Ca(OH); in excess ¥aDH gives & product
with Na:Gazl:l. with 2 deficit of WadH, evaporation
gives & sirupy mase which can only be made to aolidify
over P2Os or by boiling with sbasolute aisohol *- 2
hours; the latter operation givas & product of 'u.s com-
position Ba/Ga(0N)i/ but not 1n well-formed orystals.
Caloination of finely gromnd GapO3 with HayC03 1n e Pt
oruoible at 850-1,000°, 15-30 mintes, gives m&%];
AR oxgess csrbonate remaine unobanged., The Ha w-' .. 1%
e iy A lates dissolve in Hx0 sasily withont significc.” ..
i e hydrolysis; they are easily hyirated %o Mu/Ga(om)y],
S R T vhich 18 reversibly dshydrated at 1409, L0 minuses;
hermography showed that this dehydration takes place
2t 117-20% there also grrs an ee¢ yot unexplaiped
endothonmnl offect at ITOM,

(3) K Gu (0H)), was propared by diseolving 1.5 g On{OH)3
in 10 mi' 504 KOX axd. long eveporwtion over HpSOy;
: ; poncalinge o triclinioc orystals, density 2,56,1
Pt Vi o 1508, e a3.485, Beating to 3‘00;5 resulte in.
R -1.5820, heating to h00O, in X/Ga0p/ .Be0.” ‘Bee las?
o o H,0 13 hard to eliminmate at higher temperature.

(*) Pure 3Ca0.08207.12K,0, or Caz /Ga(0X)g7-.6b,0
wes oltained by uimlilf aolution 5:».[39(5:) to
a boiling saturatod solution of Ca(OE)p; hex

plates, donsity 2,38, Ny1.5 62, peliN6. Mlition of a
solution of llsms toa ould ~ turated solusion
of Ca(0H)p gives fine crystalline spherolites of
density 2,35, mean M 1,565, amyxing MCa0. A3
SHy0. No precipitation ocours on edding ﬂ?ﬁ(& )

to 20% Cally,; however, sddition of NENOH doss fwe-
oipitate LCa0, +216,0 (analogous to the Al come
pound), fine spherolitic orystels. Reacticn between
Call, asd verm X/Ca(CH),/ gives impurs oudis orystals
strongly contaminated with Ca(OH)2 and resewbdling
Cag/AL(0H)g] .

Y. (5) %o ipitation occurs detween dilute K Ga-
. , oﬂf:i dilute 8rCl, but addition of the latter
e to conoentrated Sr{0H), precipitates &3@1_1)&,
rhambic dodecshedrs, density 3.5k, 7 1.62%,

"Chemistry of Galliwm: III. Thiogsllates of ksli
Motals," B, N, Ivenov-Rein, Yo. T, Rebovik, Moscov .
Inst Fine Chem Yeck fwsr! M. Y. Lemomveov -

- “Zire Obshoh Kdmi1® Yoi 17, 1947, pp 128752 ' ' ; N

(1) 309 ( ) in equimolecular mixture with
Mm:::?cngm , 23 y/bour, 2

hours at 800°, then 4 hours at 900°, amd cocoled under
BE-8,gave lighi-brovn messes with distinct orystalline
structure: 11,/Ge8y7/, trown-red, melting at 1,020 %
590, apparently rhomdio plates and primms, highly
birefringent,n» 1.78, density 2.98, does not react
with Loiling Bp0; Wap/Gap8yf, dark yellow, melting at

— —_ " i
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9529 £ 2°, tetragoual prisms, highly birefringent,n>
1.78, density 2,86, partly soluble in Hp0, going over
into NA?[(EB.:}S.\‘;?.QHQO or molstening snd drying over
callp. #

{2) tn O3 vas heated with eight parts K,CO3({RboC03,
cagcoﬁ and aight parts S under COp, 15 minutes a
450°, "then 2.3 minutes at 1,100%, Yeacked with %0,
and the insoluble thiogallates were washed with H20
and aloochol and dried over CaCly:Ky /CasBly, tetragonal,
melting at 965° #2°, yellow, medium bire%ringencs,

w7 1,75, doss not react with Bn0; .Rb'ggkgs , F&llow-
brown tetragonal, melting at 9 0% 26, highly bire-
fringent, n>1.78, denaity 3.42; Ca,/Gass,/, rhombie,
light yellow to bright red pleochrois, ting at

980° + 5%, nighiy birefringent,n>1.78, density 3.56,
does not react with E50. 14 ard Fa thiogsllates can.-
not be preparéd by this method, only by (1).

(3) A1l thiogallates are stable in air; they are de-
camposed by etrong acids with evolution of Heg,

(%) By the. thiogallate anfon type,

AN ==
‘ [‘9 _G‘\c/‘;a’ s]
c,a,'urfq_m,rpm‘ Al and' shows an analogy with In and T,
évidently owing to the 18-electron shell of the ionm,
- ‘in contragt to ‘the eight outer elsctrona of ALt

"Kinstios of the Decompcaition of Iithium Amalgam in
Vater, and in Aqueous Solutions of Lithium Chloride and
Lithium Eydrcxide," 3, I, 8klyarenko, B, A, Sakharov,
Mo#cov Inat Pine Chem Teoh imani M. V. Lomonosov

"Zhur Obshoh Knimi1" Vol 17, 1947, pp 1385-400

(1) The rute of solution of Ii from ite amalgam, in
agitatod H;0 maintained at a sonstant pK = 9 by constant
noutralization with B0l at & rate corresponding to that
of the soluticn, follows “he lsw <46 /dt = k185, where
S = concentration of L1 1y the axaleam at tho timo ¢
=inutes), 8 = sueface aroa of the amalgam in square
centimeter, in agreement with Fletcher and Kilpatriok;
vith 8 £ 9,60 sq cm, volume of amslgam & ml, volume of
Hp0 60 m1, at 20°, stirring at 300 rmm, initiel con-
centrations o, 0.270-C.633 M, k; ~ 1,05 x 10-%,

(2) ¥his 1av doss not hold if the PR 18 allowsi to
rige freely with pregreasing snlution of the I4 H N
that case, the rate 1s expressed by t - t1 = {2.303/k»)
log (o, /os, vbere t) = the time (minutes) of attain..
ment 03 the same ¢ under condi%i-ms of ccastancy of

PH = J; from measarements of the progress of the solu-
tion by the vilumo v of B> ovolved, with o = 0,550 M
corresponding to 25.0 ml Hy (camplsto extraction of the
L1), kp = 1.72 at 20° agd 30C rmm. The effect ot the
temperature, at constant rate of stirring and Sy =
0.455 M, 1a 11lustrated hy the data: 20, 30, 50, and
60°, after 4 minutes ¥ = 6.5, 8, 12, and 15 a1, after
8 mimutes v = 12,5, k.5, 18.5, and 20 m); at 20°,

rates of stirring O, 300, and f050 rmm, after 8 minutes

—J-‘
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v =12, 15.5 and 17 ml,

(3) Extraction of I by IOE solutions sufficiently
conoentrated for the ohangs of alkalinity in the course
of the reaction to be negligible, again follows the

6 1aw ss under (1); at 20°, 300 rgm, ¢o = 0,600-0,650,
inttdal L10H = O, 0.k6, 0.85, 1.80, 2.40, and k.62 M,
10% 3 k; % 1,05, 0.57, 0,37, 0.112, 0.050, and 0.0k5;"
in terms of temperatwre, at 20, 40, apd 609, with

6.5 0.616 M, initial TiOH 1.80 ¥, 10" x ky » 0,112,
0.262, and 0.561.

(k) The mdopleration of the exiraction by contect of the
um with low-overpotentisl metale, is illustrated by
the data. (exposed surface arsa of the amalgen 7.5 @q om,
of the metal 2.0 8q X, 200, initial LiOH 2 M): contact
nove; PeLh, Fe-Zr, cast Fe, graphits, time of camplete
deccmposition 180, 1.3, 2.5, 3.3, 4.5 minutes.

(%) .¥me:v6 1av holds also for extrection by LiC1
molutionss 6% 209 0, 0.6 ¥, LiCL b, 8, and 10 N,

107 =k = 0,890, 0,690, and 0,3203 at 5C°, 1161 108,
10% x ¥ 20,650,

__“stpusturel Changes in Rubber by the Aotion of
Nolecular Oxygen: IX. Kinetios of tha Destructive
Solwtien of Valoanized Rubber," B, Dogadkin, Z.
Terasova, Mosoov Inst Fine Chem Toch imeni M. V.,
Toaonosov

*yhur Obshoh Ehimii® Vol 17, 1947, pp 1h01-14

Proof was sought and obtained of the indispensablility
of 0 for polution of vulcanized rubber and, consequent-
1y, of tis mainvalence nature of vrloanisation, &3 op-
posed to the intermqlecular forces theory advocuted by
¥Willdums on the Pesis of his peptization experiwente.
A mixture of smoked sheet 100, 8 2 tetramsthylthiursa
aisulfide 0.2, Zn0 1, and steric acid 1, was vuloanized
at 110 & 0;55 (optimm in 20 mizmtes) with the char-
seteristioss ONUl, extreot %, MeCO extract 3.9%,
oodincd 8 1.6%%, ,é.uu. strength 190-200 kg/eq o,
elongation 900%. Waloanization vas carried out on thin
1syern costed (in O-free OgHc solution: on the outsr
surface of & oylindkical glass ampul in the absence

of 0(C0p atmosphere); the vrloanized proluvt ves thon
extracted ¥ith c0ld CHCl3 in the dark and in a crrrent
of pare X for 16 hours, and the ampul carrying the
£11m was immersel in & thermostated olosed vessel
£1116d4 with xylene and equipped with a reflux con-
donser to prevent losses of solvent by the stream

of gar tubbled through the vessel at a constant rute,
Progrest of the solution was ooserved by microbalance
woighings of swpui and film, Fuil 4.tails givon,

*pilooarpine Alialoids: XX. Syntheals of Racamic
Ilaprowlpnofinino,' A, G. Natradze, K, XK. Mikhlima.
Moscow Inst Fine Chem Tech imeni M. V. Iamonosov
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"Zhur Obshch Ehimii" Vol 17, 1947, pp 1718-27

Juovaleric Acid (160 g) and 80 g PCl, were heated
to 60°, then treated with 300 g Er ahd heated un-
t11 decolorized; the sslution, mlowly added with
stivring to 147 g sbsolute EtOH and treated with
ice, Pull details necesgary to zynthesize end
woduct are available.,

“Iasoquinoline Compounde: Synthesis of 2-Methyl-l-
(4-Methoxybonzyl) - 6 - Methoxy - 1, 2, 3, b -
Totrahydroiec-Quinoline Methiodide,” R. S,
Iivehits, G. I. Bazilevskaya, M, S. Bainova, 0. E.
Dobrovinsksys, N. A. Precbrazhenskiy, Moscow Inst
Fine Chem Tooh imsni M. V. Lcmonosov

"Zhup Obghch Khimii"™ Vol 17, 1947, pp 1671-T

HO0EE, CHO (25 g), added with stirring to 8.6 g
KaOK in 75 co MeOH and the warm solution itrested
vith 38.7 g Meo80y, keeping the mixture at gentle
T e rellux, with additions of aloochol NaOH to maintain
Al alkmlinity, yielded 88% 3-methoxybenzaldehyde, byg
RIS 117-189, 1.115, 1.5227.. This (20 g),
- 32'g malonic edid, 50 cc pyridine, end 1 oo piperidine,
kept 1 hour &t 800, 2 hours at 1009, &nd 0.5 hours at
. gentle reflux, . then poured into 230 os. 12% EC1l, gave .
A " 3-methoxycinnamic acid, melting at 1170 (94%). This
A ; (20 g) and 400 g 4% Na-Hg in 400 cc Hy0, kopt 10-12
. e hours at 1000 and the filtered solution acidifind
with K1, gave G-(2-methexyphenyl) propionic
asid, melting at 48-9° (ortde); meélting at 50° (fram
E?O). This boiled 8 hours with MeCE in the [resence
B804 gave 91% Me ester, melting at 25-30°, b
140-1°, This (24 g), shaken 10-12 hours with 329 oo
saturated aqueous NH,OH and concentrated in vacuo,
gave 95% of the amide, meliing at 55-6°, by 218-19°,
DU This (20 g) with X0OBr gave 60% 3-methoxyphenethylamine -
" e (I), bg 118-19° (rapidly forms & solid carbonate
’ in th» air). To kO g L-MeOCEHL,CHO in 90 co 96%
BtOH and 75 oc 40% farmelin was added 105 cc 55%
XOH solution below 60° and the mixture hested 1
howr at 65-T0° and boiled 20 minutes; consentra-
tion 1in vacuo and extraction with Ety0 (waghed with
NalS0,s0luticn) gave 87,54 L-msthorybenzyl alcohol,
16 1§3°. This (35 g), ndded to kb4 g 30C1, belov
190 and after 1 hour treated wita 1.5 g chalk &nd 50
co Eta0 and alloved to stand overnight, gave 92% %- -
mothoxybensyl ohloride, byp 111-120, This (25 g) ‘ v
in 70 oo benzene, treated with stirring with 33.7 g
L IOX in 135 cc warm water and kept 7 hours with
. i stirring at ‘15-8°, gave T2% L-methoxybenzyl cyanide,
. v Y5 157-8°. This (2 g), T2 cc 96% BtOH, and 40 co
. S0% XOH, etirred 7 hours st 1000, concemtrated,
A A d41luted with water, and asidified with cooling with
Bete LT _ 20% M1, gave h.-methoxyphenylece ic acid, ws \*ing at
] ; 86,50 (v, ™aptens) (yield, 85.87); 1ts It ester (II),
b10 135«1", 48§ 1.0970, 1,%070, was yrepared in
.- e : 87.4% yleld by boiling with EtOH in the presence of
At E280,. I(5 @), 6.43 g II, and 0.5 g pyridine,

.5 .
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heated 3 hours at 1809, allowsd to etend overnight, and
triturated with ligroin, gave 57.6% N-(3-methoxyphenethyl) -
(b-methoxyghenyl) acetamide, melting at 80° (fram CHOla-
groin), This {2.g) and 18 g FOC1y kept 2 hours &t zoon,
then allowed to suand overnight and voursd onto ice, the
heavy oi)l exiracted several times with a ama]l volums of
hot water, and the extract treatsd with charcuwal, made
alknline w..h LOP NaOR with cooling, and extre ‘ed with
bensene, gave 7i% 1.(4-methoxybenzoyl)-6-methi 3 R
dihydroisoquinoline, melting at 155.5-6° (from KtOR) ;

K1 salt, malting at 167-8% piorate, melting at 168.90
(frou AcOH), The base (2.8 @) heated 6 hours in 28 oc
Mol gave 86,95% metkiodide, melting at 168° (from EtOH).
The latter (2 g) in 55 co warm concentrated H1 g 25

oo water was treated with 7.5 g Zn dust over 1 hiar with
ebirring, then stirred at 90° until the Zn d1ssolved;
addition of MHyOF and extreotion with Et20 gave 77.5%
2-mothyl-1-(4-methoxybenzyl)-G-msthoxy-1,2,3, b-tetra-
hydrotsoguincline, melting at 63,50 {from 70% BLOH);

EO1 salt; melting at 190°%; piorate, wolting at 179°
(frem AcCE); methiodide, melting at 185-6° (from L0},
This: product ;. having a strusture ‘anslogous to that of
curare alialoids, vus prepared for physiologiosl studies,

‘faloanizdtion Accelerators in the Polysulfide Series,
13, 8. 8, livehite, N, A. Precbrazhenskly, Moscow Inst
Fine Chem Teoh imens M, V. Lamcnosov

"Zhur Obshoh Khimii" Vol 17, 1947, pp 1706-9

Pipecoline (0.5 g) in 20 oo Etp0 treated with oooling
and stirring with 0.25 g NaOE in 0.h oo B,0, followed
by C.bk g C8p 4n 5 oo Bto0, gave 1 g Na 2-pipecolinedi-
thicoarbemate, melting at 117-19°; after dxying over
B20s, 1% molts at 2159, Zn salt, melts at 19340,
2ol€3ls in banzene. The W g2t (C.% g) in 30 co 0
wag treated with 0.15 g 82C1, in 5 oo Eta0 with stir<
ring; removal of 0 and evaporation in vacuo yielded
0.25 g 2-pipecolinethinram tetrasulfide, deccmposition
37°. 3-Pipecoline (0.5 g) 1n 20 oo Bt 0 was stivred
with 0,23 g NeOR in 0.45 oo ko, folloved by 0.4k g C8,
in 5 co Ftp0 with cooling; & stirring 1 hour, con-
centration in vacuo ani additi-n of Bt0 gave 1 g Na
3-pipecolinedithicoarbamate, melting at 199-200°

(from ZtOH-Et,0): 2n salt (from the ¥a sclt and Zn
agetats), mel ot 20459 (from benzene and Bto0).
The Zo asalt (1 g) in 25 oo Et 0 stirred 3-4 hours
with 0.37 g 8201, in 5 oo %0, gave 93.3% 3-

ipecolinethiurem hexasulfide, melting with 107.8°
{from T8,-Et20), 4-Pipecoline (0.5 ¢) 1n 2 co

added to 0.17 g C8 in 1 co cold 0 gave

92.9% %-pipecolins 4-pipecolinedithicesr te,
melting at 155-6° (frcm EtOH): the Na walt made
mnegwnly to tiet of 2-pipecoline, melting at
200-1° (from Et0H-Btp0); 2n salt, welting a* 219-19,5°
(from densens); Cd salt, amorphous, high-msiting
solid, almost insoluble in ths usual riginal
golvents. The Ma salt (0.5 g) in 15 os Zts0
treated with cooling vith 0.2 g p in % oo
£190, stivred 1 howr, and £11 gave 4. pipeooline-

-6 -
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thivrsn tetrasulfide; Welting at 104-4.59 (fram
C8p;. 57.7);. 1 an excess (30-50%) of 801, 1is
used, the product 1s doughlike.

-Enp-
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